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 Absorption Spectra 
 
 
Figure S1 Absorption spectra in units of molar extinction coefficients.  
Table S1 Absorption Data 
Compound Absorption λmax/nm (ε/M
-1
cm
-1
) ε λ=730/M
-1
cm
-1
 Reference 
Ru(bpy)3
2+ 
450 (12433) 0 a 
Ru(bpy)3
3+ 
675 (409) 267 b 
MV
•+
 395 (26936), 605 (10620) 1932 a 
Co(dpgBF2)2L2 464 (5600) 0 a 
[Na][Co(dpgBF2)2L] 686 (10252) 7506 a 
MeCo(dpgBF2)2L 406 (6262) 0 a 
Absorption coefficients measured in CH3CN. L = CH3CN. a. this work.  b. Reference i  
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Global Analysis 
wavelength (nm)
∆
O
D
– 20 µs
– 50 µs
– 100 µs
– 200 µs
– 500 µs
∆
O
D
 
 
Figure S2 Time-resolved transient difference spectra (−) and global analysis fits (x) of 20 
µM [Ru(bpy)3][PF6]2, 3.5 mM [MV][PF6]2, 0.1 M NBu4PF6, 100 µM 
Co(dpgBF2)2(CH3CN)2 in CH3CN at selected time delays after laser excitation. λex = 355 
nm. Absorbance (400-800 nm) Co(dpgBF2)2(CH3CN)2 set equal to 0. 
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Kinetics Modeling 
Scheme S1 Differential equations describing the changes in concentration of ET 
complexes and intermediates. 
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Reduction Potentials 
∆G˚ = -nF∆E˚ 
 n number of electrons 
 F Faraday’s constant, 96485.31 C mol
-1
  
 R 8.31441 J K
-1
 mol
-1
  
 T 293.15 K 
 
Table S2 Reduction Potentials (V. vs SCE) in Acetonitrile 
Compound E˚'/V 
Ru(bpy)3
3+/2+ 
1.27
a 
Co(dpgBF2)2(CH3CN)2
+/0 
~0.3
b,c 
Co(dpgBF2)2(CH3CN)2
0/−
 -0.28
c 
MV
2+/+ 
-0.46
d 
a. Reference ii b. Irreversible couple c. Reference iii d. Reference iv 
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Table S3 Barriers and driving forces associated with H2 evolution 
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